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 (SCRF) —

 [ 6, 7 ], -

 IEFPCM [ 8 ]. 

 MP2/LACVP+//B3LYP/LACVP+ 

 [ 9—11 ] -

 6-31+G* . -

 MP2/6-311++G**//MP2/6-31+G*.

,  (N- -2- )

, -

 MOH  (M = K, Rb),  (CH3)2C=NOH MOH

 (1), , -

 ( . 1).  

 CH3OH KOH , 1

,  ( . 1). 

,  MP2/6-311++G**//MP2/6-

31+G*,  MP2/LACVP+//B3LYP/LACVP+ 

0,5 / .

1 —

 0,1 Å  KOH,  RbOH, , -

 ( . . 1).

(CH3)2C=NOH MOH  (1)  H2O (CH3)2C=NOM

 (2), , . 2

1  4,2 /  (3,3 / -

 MP2/6-311++G**//MP2/6-31+G*)  4,3 /

. 2 ,

 2,0 / .

 (CH3)2C=NOM H2O 2

—

 (CH3)2C=NOK  (CH3)2C=NORb  0,289  0,305 Å . -

 ( . 2). 

. 1.  KOH

(CH3)2C=NOH 

 (CH3)2C=NOK

            H2O



 CH3OH, CH3SH  (CH3)2C=NOH  KOH  RbOH 683

 1  

R(M—OH), Å H, /

 (MP2/LACVP+//B3LYP/LACVP+) 

R H R H

KOH 2,408 — 2,444 — 

CH3OH KOH 2,554 –21,8 2,566 –11,1 

RbOH 2,626 — 2,673 — 

CH3OH RbOH 2,775 –22,5 2,810 –12,4 

(CH3)2C=NOH KOH 2,517 –26,1 2,534 –17,1 

(CH3)2C=NOH RbOH 2,727 –26,4 2,755 –18,0 

 MOH  + (CH3)2C=NOH  (CH3)2C=NOM  + H2O (M = K, 

Rb) .

,  MP2/LACVP+ 

//B3LYP/LACVP+, G = –12,5 /

G = –12,8 / . -

G  –9,8  –10,4 / -

. G  KOH -

 MP2/6-311++G**//MP2/6-31+G*: –13,4 /

 –9,1 / . , -

.

2 ,

 (CH3)2C=NOM  H2O -

 8,5  8,9 / .

-

,

 2  

R(M+—X–), Å H, /

 MOH  + HX  MX H2O (MP2/LACVP+//B3LYP/LACVP+) 

R H R H

CH3OK H2O 2,574 –18,9 2,589 –10,6 

CH3ORb H2O 2,788 –22,3 2,813 –11,6 

(CH3)2C=NOK 2,448 — 2,511 — 

(CH3)2C=NOK H2O 2,737 –30,3 2,761 –19,0 

(CH3)2C=NORb 2,667 — 2,753 — 

(CH3)2C=NORb H2O 2,972 –30,7 3,034 –19,6 

CH3SNa 2,527 — 2,662 — 

CH3SNa H2O 2,752 –21,6 2,779 — 

CH3SK 2,892 — 2,984 — 

CH3SK H2O 3,101 –21,5 3,183 –15,6 

CH3SRb 3,115 — 3,225 — 

CH3SRb H2O 3,309 –23,2 3,383 –17,3 



. . , . . , . . .684

. 2.  MSCH3 H2O

 0,3 / .  MP2/6-311++G** 

//MP2/6-31+G* -

(CH3)2C=NOK H2O

 1,3 / . -

,  (CH3)2C=NOH/MOH/

 (CH3)2C=NOM H2O 2, -

 (CH3)2C=NOM  H2O.

,

, ,

- ,

( . 2).

MOH + CH3SH MSCH3 + H2O ,

 MP2/LACVP+//B3LYP/LACVP+ H

–3,2 /  (–5,0 /  MP2/6-311++G**//MP2/6-31+G*)

 –5,1 / .

: H = –7,6 / H = –9,8 / .

,

, MSCH3 H2O 3,

2 . MSCH3 H2O MOH

 CH3SH ,  Na  K < Rb -

 Na < K < Rb  ( . . 2). 

 M—S 3 SCH3

 0,209  0,194 Å ,

 K—S  0,082,  Rb—S  0,074 Å.

MSCH3,

 MP2/LACVP+//B3LYP/LACVP+ -

= 18,3  18,1 / G = 9,9  9,4 / .

= 22,1 / G = 14,2 /

KSCH3 H2O  MP2/6-311++G**//MP2/6-31+G*. -

, ,  2,5  

 2,4 / 3 KSCH3.

3 ( G =

= –1,2 / ).

, -

, -

,

.

-

 MOH CH3OH  CH3O H2O, . -

(CH3)2CNO H2O. , -

, -

.

,

. -

 M+X– -



 CH3OH, CH3SH  (CH3)2C=NOH  KOH  RbOH 685

 M—X, 

.

 HX/MOH 

.
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